groups as neighbors, 6.H di • s ,e,' were determined from the new thermochemical data for the ma]onic diesters 13-c (see Table I ), while the increments for CH with three ester groups as neighbors. 6.H"iesle. were determined from the data for 2 (Table 2) . On introducing an ester substituent instead of an alkyl group the increments hardly change; the destabilization energy 6.Hes,er-6.Halkyt lies between 0.2 and 0.7 kcal mol-I (Table 3) . A second ester group. however, gives rise to (eI (ll.H"n, .. -ll.H .. ",) -(ll.H."., -ll.H.",,) . (ll.H" ...... -ll.H" .. , .. ) -(6H,,,., .. -ll.H .... , The c1assical anomeric effect is enhanced by alkyl groups on the central carbon atomPI The analogous dependence of the "inverse anomeric effect" on the degree of substitution is only slight in the case of the malonates.
The confirrnation ofthe presumed inverse anomeric destabilization in the case of 1 and 2 indicates that the concept under discussion is a generally valid one. We shall next determine the extent of geminal effects and their dependence on the structure of some other substituents.
When discussing the CH-acidity of malonic esters and other geminally substituted compounds one must not only consider the stabilization of the anion but also the destabilization of the ground state as contributing to the acidity.
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Dedicated to Professor Rolf Huisgen on the occasion of his 70th birthday
The chemical shifts of the C-atoms common to both three-membered rings of endo,endo'-bridged bicyclobutanes stretch over the unusually large range of I:lo :::< 90 (0 = -13.4 to 75.5).111 In the valenes ofnaphthalene, l,4-disubstituted phthalazinesP _I and quinoxaline-2,3-dicarbonitrile l2 ] recently investigated by us the corresponding b-values lie between 42.4 and 48.6. We now present the first valenes of benzannelated five-mernbered heteroarenes and their NMR spectra.
The majority of the conventional methods for the synthesis of five-membered heteroarenes are unsuitabJe in the case of benzvalene-anneJated derivatives. function introduced with 1 serves as leaving group in the elimination required en route to the target molecules.
Two nitrile oxides, diphenyl nitrile imine, (4-nitrophenyl)-phenyl nitrile ylide, two azides and two diazoalkanes afforded the dihydroheteroarenes 2 and 3. Benzonitrile oxide,/Sb J diphenyl nitrile imine/ sbJ and 4-nitrophenyl phenyl nitrile 2 3 ylide/ 5cJ were slowly generated in situ from their hydrogen chloride adducts, with tri ethyl amine, while the other t,3-dipolar compounds were used as such. Data on the reaction conditions, yields and isomerie ratios are 'Iisted in Table 1 . The regio~electivity compares with that ofknownl,3-dipolar cyc!oadditions of vinyl sulfones.. . Since the phenylsulfonyl function is only a moderately good leaving group the elimination of phenylsulfinic acid /8J . from 2 and 3 did not succeeci in all cases. With potassium lerl-butoxide in tetrahydrofuran at 20°C weobtained the isoxazole4 (5h,77 % yield)Jrom 2b; andthe py~zoles ~ (5h, 23 %), 6a (th, 29 %) and 6b (25 h, 68 %), respectiveJy, from 2e, 3g an~d 2hPJ There is no doubt about the structure of 5, whereas in the case of 6 a, b tautomeric forms also have to be taken into consideration; however, on the basisofthe 13C_ NMR spectra we prefer the structures 6. The success of these aromatizations seems to be dependent, inter alia, on the acidity of the protons that have to be split off. Thus, on using the mixture 2e, 3e, the reaction of 2e proceeded smoothly, while 3e remained unchanged and could then be readily isolated in isomerically pure form. In 8 the case of 3e the elimination reaction leading to the valene of phenylbenztriazole was not complete, and attempted separation of product and unconsumed starting material met without success.
3-Methyl-2,4-diphenyloxazolium-5-0Iate N-methyldiphenyl munchnone underwent reaction with 1 in dichloromethane, but the expected product was not obtained. In contrast, in the presence of ethyldiisopropylamine the desired pyrrole 7/ 7J was immediately formed in 41 % yield. Presumably, after cycloaddition and elimination ofC0 2 , the phenylsulfinate ion splits off at the stage of the transient azomethine ylide.[Sd J The cationic precursor of7 then transfers a proton even to the weak base ethyldiisopropylamine. 7 . Starting . from cis-3,4-dibenzoyltricyclo[3.1.0:0 2 .6]hexane [laI 8 and tricyclo[3.1. O. 02 .6]hexanedione 9 [2] thereare several conceivable .possibilities for the synthesis of the desired type of compoun<;l. However, only two reactions have tnus . rar met with success:. those to the thiophenes 10 (20 % yield)' and 11 (9%)'1J fioin 8 and Lawesson's reagent (toluene, triethylamine, 22°C, 7 d) and from 9 and bisphenacylthioether (KOH in methanol, 20°C, 18 h), respectively. The latter reaction provided the glycol product first, which was dehydrated with thionyl chloride in pyridine (O°C, 1.5 h). 3,4-Diaminothiophene converted 9, in analogy to known reactiops,/2 1 into 12 (27%),/11 the valene of thieno[3,4-b)quinoxaline. The 13C_NMR chemical shifts of the bicyc10butane bridgehead atoms of the valenes are quoted alongside the formulas. They generally lie at considerably lower field than the values of the dihydro derivatives 2 and 3. Especially noteworthy are the differences between the heteroarenes which are formally benzvalene derivatives, and those which can be derived from bismethylenetricyc10[3.1.0.0 The majority of the valenes synthesized underwent isomerization under more or less energetic conditions to the benzannelated heteroarenes. In the case of 6b and 7 this took place at 100 -150°C in C 6 D 6 , in the case of 10 and 11 during Table 2 . Selected physical da ta of 2-7 and 10-13: 200-and 400-MHz 'H_ NMR and 50-and l00·MHz 13C-NMR spectra in CDCI, (8 values 
